C-NMR spectrum of compound 1 showed 48 carbon signals, of which 30 were assigned to a triterpene moiety and 18 to three sugar moieties. Alkaline hydrolysis of 1 yielded 1a as a white amorphous powder, which had a molecular ion peak at m/z 502 and characteristic fragment ion peaks at m/z 278 and 233 (produced by a retro Diels-Alder cleavage of C-ring in its EI-MS). C-NMR spectrum of 1a showed 30 carbon signals, assignable to 5 methyl carbons, 11 methylene carbons, 5 methine carbons, and 9 quaternary carbons by DEPT and HMQC spectra. Among 2 carbonyl groups, C-28 (d 180.6) showed a glycosylation-induced shift (Table 1) . These findings suggested that aglycone 1a was a D 12 -unsaturated oleanene glycoside of C 30 H 46 O 6 , and that 1 was a 28-Omonodesmoside with tri-saccharides. 4) Acid hydrolysis of 1 afforded the sugar moieties of L-rhamnose and D-glucose which were identified by GLC.
1) The identity of the single sugar moiety and the sequence of the oligosaccharide chain were determined by HMBC, HMQC and 1 peak between H-24 (d 1.05) and C-3 (d 73.6) in the HMBC spectrum. The hydroxyl group at C-3 appeared to have a bconfiguration based on its coupling constants in the 1 H-NMR spectrum. 13) The proton signals at d 3.71 and 4.16 were found to originate from the H-23 of oxymethylene group at C-4 based on the HMBC correlation between H-24 (d 1.05) and C-23 (d 68.1), and the functional group was concluded to be in the a-configuration according to 13 C-NMR spectral data (d C-23 68.1, d C-24 13.1). 1) Two carboxylic carbon signals at 180.6 and 181.0 were assigned to C-28 and C-29, respectively, by their HMBC and HMQC. These assignments were confirmed by NOESY spectrum, which showed a NOE correlation between the tertiary methyl proton signal (d 1.43, H-30) and the methine proton signal at 3.30 (dd, Jϭ3.7, 13.7 Hz, H-18). This assignment was ascertained by comparison with the 13 C-NMR spectrum of serratagenic acid. 14, 15) Accordingly, the structure of 1a was determined as 3b,23-dihydroxy-olean-12-ene-28,29-dioic acid.
Therefore, 1 was determined to be 3b,23-dihydroxy-olean-12-ene-28,29 
When compound 3 was subjected to alkali hydrolysis with 3% KOH it yielded the sapogenin (3a) which contained five tertiary methyl groups [ NMR analysis and MS spectral data demonstrated that compound 3a was a 3b,29-dihydroxyl-olean12-en-23,28-dioic acid, which is an analogue of gypsogenic acid with a hydroxyl group attached at C-29 (ϭ29-hydroxyl gypsogenic acid), called dianic acid.
16) Therefore, compound 3 was identified as 3b,29-hydroxy-olean-12-en-23,28
, and termed acanjaposide F.
In the HR-FAB-MS, compound 4 exhibited a quasimolecular ion at m/z 979.4905 due to [MϩNa] ϩ corresponding to the molecular formula C 48 H 76 O 19 . Since this compound was suspected to be a triterpenoidal saponin due to the positive Lieberman-Burchard reaction and by the 13 C-NMR spectral analysis, 4 was also subjected to alkali hydrolysis and yielded the aglycone 4a, which showed a quasimolecular ion peak at 509 due to [MϩNa] ϩ by positive FAB-MS, and a molecular ion (C 30 H 46 O 6 ) at m/z 486 along with fragments at m/z 248 and 203 in EI-MS. Consequently, 4a was identified as gypsogenic acid based on 1 H-and 13 C-NMR spectral data (Table 1). 16) It was ascertained by sugar analysis and its NMR spectral data that the sugar moiety of 4 was the same as that of 1. Thus, compound 4 was identified as gypsogenic Compound 6 (acanjaposide I) exhibited a quasimolecular ion at m/z 993.4661 due to [MϩNa] ϩ corresponding to the molecular formula C 48 H 74 O 20 in the HR-FAB-MS. The 13 C-NMR spectrum of 6 showed 48 signals, which were similar to those of 5 except for an aglycone E-ring moiety assignable to C-17, C-20, and C-29 (Table 1) . The carbon signals of the E-ring moiety, including the signal at d 181.0 ascribable to carboxylic acid were similar to those of acanjaposide D (1). Its aglycone 6a, obtained by alkali hydrolysis, showed a qua- ϩ in the positive FAB-MS, and a molecular ion peak at m/z 502 along with characteristic fragment peaks at m/z 264 and 233 in EI-MS corresponding to the molecular formula C 30 H 44 O 6 . Thus, 6a was putatively identified as a 3b-hydroxyl-23-oxo-olean-12-en-28,29-dioic acid by NMR. Its sugar moiety was the same as that of compounds 1-5 based on sugar analysis and NMR data. Therefore, acanjaposide I (6) was established as 3b-hydroxyl-olean-12-en-28,29
From a chemotaxonomic point of view, it was of interest to note that the various oleanene analogues possessing a dicarboxylic acid (1, 2, 4, 5, 6 ), or an aldehyde (3, 4) of b-amyrin skeleton, have been found only in the Acanthopanax species.
6-12)

Experimental
General Experimental Procedures The equipment used, the plant material, the extraction and isolation of the saponins, and methods used for alkaline and acidic hydrolysis, sapogenin mixture chromatography, and sugar characterizations were as described previously.
1) Compounds 1-6 were obtaned from the 80% MeOH fraction of Diaion-HP 20 described previously, 1) followed by silica gel column chromatography using CHCl 3 -MeOH-H 2 O (8 : 2 : 0.2→7 : 3 : 0.2) as eluent and reverse-phase column chromatography using a 50% to 100% MeOH gradient. In addition to acanjaposide A, B, and C previously reported, acanjaposide D (1, 53.5 mg), E (2, 19.5 mg), F (3, 467.4 mg), G (4, 250.9 mg), H (5, 425.3 mg), and I (6, 110.1 mg) were obtained during the present study.
Acanjaposide D (1) 15 .0 mg, 48.0 mg, 64.8 mg, 52.3 mg, and 66.1 mg, respectively) were hydrolyzed with 2 ml of 3% KOH, and then neutralized and purified by column chromatography 1) to give compounds 1a (17.3 mg), 2a (8.0 mg), 3a (20.1 mg), and 4a (31.4 mg), 5a (16.0 mg), and 6a (31.1 mg), as their respective aglycone.
Sugar Analysis Each compound (about 3 mg) was hydrolyzed with 2 ml of 2 N HCl in H 2 O for 4 h at 80°C, which was followed by neutralization with 2 N NaOH in H 2 O and extraction with CHCl 3 . The aqueous layer was evaporated to dryness under vacuum. The residue was treated with the silylation reagent (Sylon HTP kit, Supelco) for 20 min at room temperature. After removing the excess reagent and organic solvent by condensation, the persilylated products were dissolved in hexane, and this solution was subjected to the GC analysis: column, fused silica capillary column (OV-17, 0.32ϫ30 cm); detector, FID; column temperature, gradient of 100°C to 250°C at 15°C/min. The retention times of persilylated glucose and rhamnose were found to be 10.8 and 7.01 min, respectively, when compared with the standard solutions prepared by the same reaction from the standard monosaccharides.
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